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[57] ABSTRACT

Rovings impregnated with solid or preferably semi
solid thermosetting resin and which can be handled in
textile processing equipment are provided by overcoat-
ing the impregnated roving with a thermoplastic resin
dispersed in a volatile liquid medium which does not
dissolve the thermosetting resin to form an encapsulat-
ing membrane of thermoplastic resin around the im-
pregnated roving to thereby provide the strength, flexi-
bility, and surface properties needed for textile handling
without degrading the properties desired in the final
cured molded product.

6 Claims, No Drawings
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1
ENCAPSULATED IMPREGNATED ROVINGS

This 1s a division, of application Ser. No. 557,656,
filed Mar. 12, 1975.

‘The present invention relates to resin 1mpregnated
fibrous material in the form of a strand or roving which
1s useful in the production of molded laminates.

Resin impregnated fibrous material for the produc-
tion of molded laminates is known and illustrated in
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U.S. Pat. No. 3,586,058, assigned to McDonnell Doug-

las Corporation, where a roving is described as being
braided to form a duct or other hollow body without
seams, and a thermosetting resin is applied to the roving
either before or after braiding.

The art has desired to be able to apply the resin to the
roving 1n liquid form and then solidify the resin to pro-
vide a fibrous roving preimpregnated with a solid ther-
mosetting resin suitable for subsequent braiding or other
textile sheet-forming operation, but the impregnated
rovings heretofore available were not satisfactory, ei-
ther because the cured properties were poor, or because
the resin in solidified form would not permit ordinary
textile handling.

This invention is concerned with the provision of an
intermediate material in the form of a fibrous roving
impregnated with a thermosetting curable resin in solid
form, or preferably in semi solid form, which is handle-
able in textile processing equipment so as to be woven
or braided into sheet form for subsequent curing. Braid-
Ing can be continuous about a hollow form, as in U.S.
Pat. No. 3,586,058, or one can simply provide sheet
material for storage and subsequent fabrication using
heat and pressure to cause the thermosetting resin im-
pregnant to flow and form a unitary resinous mass,
followed by curing to a heat and solvent resistant com-
posite.

It 1s desired to point out that a preimpregnated fi-
brous roving, strand or yarn in which the heat curable
thermosetting resin impregnant is in solid form to per-
mit handling in textile machines, such as braiding or
knitting machines, can suffer from various inadequacies.
Thus, some heat curable, thermosetting resins are stiff
and friable. Others provide a tacky surface, or a surface
which exhibits high friction in contact with the operat-
ing portions of textile machinery. Still others exhibit
poor flow when heated so that they cannot be success-
fully molded into nonporous and homogeneous lami-

nates. As a result, efforts to provide preimpregnated
rovings and the like using existing heat curable thermo-

setting resins have not been fully successful in com-
merce.

In accordance with this invention, it has been found
that by encapsulating the fibrous roving which contains
a heat curable thermosetting resin impregnant in solid,
or preferably in semi solid form within the fibrous body

of the roving within a thin membrane of solid thermo- .

plastic resin, one can obtain an intermediate product
which has the physical and mechanical properties
which enable successful textile operations, such as ma-
chine braiding, to be accomplished. So long as the ther-
moplastic material constituting the membrane is applied
from a volatile liquid medium which does not dissolve
the uncured thermosetting resin within the roving, then
the encapsulated thermosetting resin remains distinct
from the thermoplastic resin, and the desirable surface
properties provided by the thermoplastic encapsulating
resin and which enable handling in subsequent textile
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2

machines, are not altered by premature mixing with the
unpregnated resin.

It 1s desired to stress that the use of a semi SOlld ther-
mosetting resin impregnant 1s of particular importance
in this invention. Solid resins provide stiff impregnated
rovings. In the absence of this invention, these stiff
rovings are damaged when they are wound and un-
wound on rollers and handled on textile machines in
that the solid uncured thermosetting resin is usually
brittle and flakes off, and the fibers of the roving are
broken. Encapsulation as in this invention greatly re-
duces flake-off, and improves surface lubricity, and this
is a significant step forward, but some fiber damage is
still encountered. The strongest molded products are
formed when breakage of the reinforcing fibers is mini-
mized.

When the semi solid resin is encapsulated in accor-
dance with this invention, it can be wound, stored,
unwound and used in textile machines, and resin flake-
off 1s largely ehiminated and fiber breakage is minimized.
At the same time, the semi solid resin still exhibits the
superior flow on subjection to heat and pressure which
it normally possesses.

The term “semi solid” is intended to define a highly
viscous mass which is sufficiently resistant to flow at
room temperature that it does not readily transfer off
the roving. A room temperature viscosity of at least
about 30,000 centipoises is generally required for this
purpose. On the other hand, semi solid resins possess
sufficient room temperature flow that an unencapsu-
lated impregnated roving, when wound for storage,
could not be satisfactorily unwound since the viscous
resin impregnant in the various windings would flow
together on sustained contact causing interstrand adhe-
sion. This adhesion does not occur after encapsulation
in thermoplastic resin in accordance with this invention.
This problem of coalescence of the thermosetting resin
impregnant on storage also occurs in some instances
with resins considered to be solid, and this difficulty is
also overcome in this invention.

The term “thermoplastic” as used herein denotes a
solid resin which is soluble and coalescable, but which
possesses such high molecular weight and room temper-
ature solidity as to provide a tough encapsulating skin.
This skin is applied without dissolving the encapsulated
thermosetting resin. The thermoplastic resin will not
normally be capable of self-curing. In some instances
some limited thermosetting characteristic can be toler-
ated without disturbing the physical properties nor-
mally associated with thermoplastic resins. An an illus-
tration, Nylon 66 is a thermoplastic resin of high molec-
ular weight and excellent physical characteristics.
Nylon 66 can be reacted with formaldehyde and then
alkylated, as with ethyl alcohol, to provide an alcohol
soluble polymer of good properties which is useful as an
encapsulating resin herein. However, the modified
Nylon 66 polymer insolubilizes:-on baking by release of
the etherifying alcohol and water, and it is useful herein.
Thus, the term ‘“‘thermoplastic” embraces such high
molecular weight resins modified to include some ther-

- mosetting characteristics.

The term “roving” is used broadly herein to embrace
fibrous strands, yarns, threads and tapes, twisted or
untwisted. Untwisted flat fibrous rovings are particu-
larly preferred.

Following the textile operatlon in which the impreg-
nated and encapsulated roving is braided, woven, or
otherwise processed on a textile machine to provide a
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fabricated sheet, heat and pressure are applied to one or
more of the sheets in order to cause the two resins to
flow and thereby provide the desired cured molded

product. When the resins flow in the molding operation,

the thin membrane of encapsulating thermoplastic resin
1s sufficiently disrupted to permit the thermosetting
resin to flow and merge providing a unitary and nonpo-
rous molding. In some instances, the two resins merge
which requires compatibility of the two resins in hot
melt form, and there are many compatible combinations
which can be provided, as will be illustrated hereinafter,
and as will be evident to those skilled in the art.

It 1s desired to point out that the intrinsic nature of a

10

resin which can flow well under molding conditions

and which develops its properties upon chemical reac-
tion, 1.e., a thermosetting resin, makes it poorly adapted
to provide a flexible, tough and nontacky structure as is
needed for machine processing. Correspondingly, ther-
moplastic resins are of higher molecular weight and
possess good strength, flexibility, and low tack surface
characteristics which permit textile machine process-
ing. This invention is founded on the discovery that a
thin encapsulating membrane of the thermoplastic resin
will impart a sufficient overall improvement in the
strength, flexibility, and surface resistance to the im-
pregnated roving without merging into the uncured
thermosetting impregnant on application, but does not
prevent coalescence of the encapsulated thermosetting
resin on subsequent application of heat and pressure so

as to form a unitary and nonporous final molded prod-
uct.

The encapsulating thermoplastic resin can be selected
to be nontacky, but some surface tackiness 1s tolerable
and can be accepted by dusting the somewhat tacky
surface with an organic or inorganic powder, illustrated
by talc.

The specific nature of the thermosetting resin impreg-
nant 1s of secondary consideration, heat hardening phe-
nolic resins and aminoplast resins all being useful.
Epoxy resins are particularly satisfactory, and these are
used in admixture with curing agents which are prefera-
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permit prolonged storage prior to use. Thus, the ther-
mosetting resin can be self curing, or curing agents or
catalysts can be added as desired.

Thermoplastic resins may be present in admixture
with the thermosetting resin to provide desired final
properties in the cured molded product. This will be
tllustrated by a carboxyl-terminated butadiene acryloni-
trile copolymer containing 10-40%, preferably
15-30%, of acrylonitrile, which add physical toughness
(impact resistance) to the molded products which are
formed. These copolymers are hquid to rubbery in na-
ture and are used in an amount of from 1-30%, prefera-
bly 4-20%, based on the weight of the thermosetting
resin. The corresponding amine terminated butadiene
acrylonitrile copolymers are also useful to provide en-
hanced toughness without degrading other properties.

The thermosetting resin can be applied in any desired
manner, using solvents which are volatilized, or by hot
melt application, so long as the conditions of application
are sufficiently moderate or employed for such a short
time as to avoid premature curing. This invention will
be 1llustrated by application of the thermosetting resin
from organic solvent solution in methylene chloride
solvent which 1s evaporated after impregnation at 250°
F. for 30 seconds. For more rapid application, higher
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4
temperatures for shorter periods are available, e.g., 300°
F. for 20 seconds. |

The thermoplastic resin is applied from a volatile
liquid medium which does not dissolve the thermoset-
ting resin. Using an epoxy resin as the thermosetting
resin impregnant, (diglycidyl ether of bisphenol A),
alcohols, such as methanol, dissolve the thermoplastic
resin while having very little dissolving capacity for the
thermosetting resin. The epoxy-impregnated roving 1s
then overcoated with a solution of a solvent soluble
nylon polymer in methanol which forms a membrane
about the roving. The expoxy resin is not drawn into the
nylon membrane which remains intact to provide a
flexible and tough sheath around the roving to permit
subsequent textile processing. The solvent soluble nylon
may possess some surface tack immediately after appli-
cation and drying, but this difficulty can be handled
with a dusting powder or by storage to permit conver-
sion of the nylon to the crystalline state.

The solvent soluble nylon polymers noted above are
known commercially available resins. For example,
duPont provides these under the trade designations
“Elvamide” 8061, 8063, and 8064, these being described
as nylon resins which are alcohol-soluble polyamides.
These can be used herein from alcohol solution, or from
aqueous dispersion, these aqueous dispersions being also
available in commerce.

While solvent application in an alcohol is preferred,
hydrocarbon solvents will further illustrate wvolatile

liquids which can dissolve thermoplastic resins and
which have little solvency for most thermosetting res-

ins. This is illustrated by the application of polyethylene
dissolved in refluxing hexane.

- Water can also be used as the volatile liquid as noted
briefly hereinbefore. Thus, acidic resins, such as copoly-
mers of ethyl acrylate with about 109% of acrylic acid

can be dissolved in water with the aid of a base (usually

a volatile amine such as triethyl amine) to form solu-
tions which may be regulated in solids content in order
to provide whatever encapsulating thickness is desired.
A 25% solids solution is typical. Emulsion copolymers
can also be used, such as a copolymer of vinyl acetate
with about 15% of butyl acrylate.

Thus, in addition to solvent soluble or water dispers-
ible polyamides, one can also use corresponding polyes-
ters, polyesteramides, and acrylic copolymers as the
thermoplastic polymers, and these can be dissolved in
organic solvent or water or applied in suspension as
desired.

Thermosetting resins useful herein are further illus-
trated by unsaturated polyester-styrene mixtures, mela-
mine formaldehyde condensates and urea formaldehyde
condensates. The unsaturated polyester resins noted
above may be polyesters of maleic anhydride and ethyl-
ene glycol.

It 1s particularly preferred to employ an encapsulat-
ing thermoplastic resin which contains active hydrogen
atoms which can react with the functional groups pro-

vided by the thermosetting resin. Thus, while the ther-

mosetting resin preferably carries N-methylol or epoxy
functional groups, the encapsulating thermoplastic resin
preferably carries carboxyl, hydroxyl or amido groups
to provide active hydrogen. In this-way, on curing the
encapsulated impregnated roving, the thin membrane of
thermoplastic resin flows into and merges with the
molten thermosetting resin during cure and reacts
therewith to avoid separation of the respective resins in
the cured molded product. Instead, the resinous mass
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formed by curing no longer contains clearly- defined -

portions of encapsulating: membrane. TR

To further illustrate the thermoplastlc resins contain-
ing active hydrogen, reference is made to a saturated
polyester resin possessing both carboxyl and hydroxyl
functionalities formed by polyesterifying 1 mol of ethyl-

ene glycol, 1 mol of glycerin and 2 mols of phthalic

anhydride. Similarly, a copolymer of 80.parts of styrene
with 15 parts of 2-hydroxy ethyl acrylate and 5 parts of
acrylic acid can be used. The hydroxy ethyl acrylate
can be replaced. with acrylamide. Solid phenol formal-
dehyde novolacs are also valuable to provide a thermo-
plastic resin useful herein which includes hydroxy
groups which are capable of reaction in the final cure.
Phenol formaldehyde novolacs contain too little form-

aldehyde to be self curing under the processing condi- .

tions used herem and have a molecular weight up to
about 1000. These novolacs are particularly desirable
for the encapsulation of epoxy resin-dicyandiamide
mixtures. -- - |

Rovings of generally rectangular CIOSS sectlon are
particularly contemplated, and these may be formed as
follows, starting with the unimpregnated fibrous roving
stored on a roll or spool on which the roving naturally
assumes a generally rectangular cross section. The rov-
ing 1s withdrawn from storage and passed under tension
through a bath of thermosetting resin in solution.to
impregnate the roving which is then dried to evaporate
the solvent by passage through an oven providing an
impregnated roving which has been rounded by the
impregnation operation. The impregnated roving, still
warm from the drying step, is passed between nip rolls
surfaced with a low energy material, such as Teflon,
which imparts a rectangular cross section. The semi
solid nature of the thermosetting resin impregnant at
room temperature makes the warm impregnated roving
casy to shape, and this allows one to shape the roving
while minimizing damage to the fibers.

The invention is illustrated in the example Wthh-.
follows.

 EXAMPLE 1

A resin solution useful in the provmlon of 1mpreg-= |

nated rovings is prepared as follows:

1500 parts by weight of polysulfene thenneplasttc
polymer (see note 1) were dissolved in 7000 parts of
methylene chloride solvent. 500 parts of epoxy resin
which is a diglycidyl ether of bisphenol A having an
epoxy equivalent weight of 188 (see note 2), 250 parts of
dicyandiamide, and 2150 parts of methylene chloride
were combined to form a solution, and charged into a
berylite mill to reduce the particle size of the crystalline
dicyandiamide curing agent, and to evenly disperse it in
the epoxy resin solution (North Standard 6.5 Hegman
grind gauge). After 18 hours of grinding of contents of
the mill were transferred to the polysulfone polymer-
solvent solution, along with an additional 3000 parts of
the previously noted epoxy resin and 2050 parts of addi-
tional methylene chloride. The resulting solution was
stirred and then stored in a sealed container. until used.

A membrane solution was prepared, as will now be
described. -

1880 parts of methanol solvent were warmed to re-
flux-temperature and to the warm solvent were gradu-
ally added with vigorous stirring, 120 parts of solvent
soluble Nylon polymer (see note 3). The solution was
stirred until the polymer was completely in solution,
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and then it was cooled to 75° F. and stored in a sealed
container until needed.

A dusting powder was prepared as follows:

950 parts of finely divided magnesium silicate and 50
parts of 5 micron graphite were combined and stirred
until uniform. |

A  machine braldable prennpregnated rowng was
prepared as follows. |

Graphite roving (see note 4) was passed through an
impregnation bath of the impregnating epoxy resin solu-
tion prepared hereinbefore and then oven dried at 250°
F. for 30 seconds to remove solvent and leave a semi
solid resin around the fibers. The volatile free graphite-
resin impregnated roving was then passed through a
bath of the membrane solution prepared hereinbefore
and oven dried at 250° F. for 30 seconds. The membrane
solution formed a thin, uniform encapsulating mem-
brane around the preimpregnated product. The encap-
sulated preimpregnated product was then rolled out to
§ inch wide ribbon, and the ribbon was dusted with the
above-prepared dusting powder. Excess dust was re-
moved to give a high lubricity, tack-free polymer mem-
brane surface over the graphite roving-resin.

The encapsulated impregnated roving thus formed is
an intermediate product, and it was wound into braider
packages for storage. These braider packages were later
unwound to supply a textile braiding machine and, in a
test run, a complex aircraft part was successfully
braided and molded as described in U.S. Pat. No.
3,586,058. |

Note 1-—Union Carbide Preduct P-1700 can be used.
It has the formula:

CH3
where n=about 90.

Note 2—Epon 828 (Shell) or Araldlte 6010 (Crba)
may be used.

Note 3—DuPont product Elvamide 8061 can be
used. This polymer melts at 157° C. (Fisher-Johns) and
elongates 300% at 73° F. before breaklng Its tensile
strength at 73° F. is 7,400.

Belding product BC1 819 Nylon-methoxy methyl
substituted Nylon 6:6 (from adipic acid and hexamethy]-
ene diamine) may also be used.

Note 4—10,000 continuous filament graphite roving-

Hercules product graphite fiber type AS may be used.
Union Carbide product Thornel 300 may also be used.

EXAMPLE 2

An impregnation resin solution was prepared in the
following manner:

A. 200 grams of liquid epoxy resin—diglycidyl ether
of bisphenol A having an epoxy value of about 0.52 and
a viscosity of about 14,000 cps. at 25° C. (Ciba product
Araldite 6010 may be used) and 1000 grams of solid
epoxy resin—diglycidyl ether of bisphenol A having an
epoxy value of about 0.20, were combined in a resin
kettle fitted with a water cooled condenser. Epoxy
value 1s measured in equivalents per 100 grams of resin.

B. The resin mixture was warmed with stirring to
200° F. to melt the solid epoxy resin and to form a
solution of the two epoxy resins. The warm resin blend
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was solvated with 550 grams of methylene chloride and

- cooled to 75° F.

C. In a separate vessel 150 grams of carboxy-modified
acrylonitrile-butadiene crumb rubber (25% acryloni-
trile) were combined with 600 grams of methylene chlo-

- ride solvent. The two components were stirred until a

uniform solution of the rubber was obtained. B. F.
Goodrich product Hyc:ar 1472 may be used as the
crumb rubber.

D. The rubber solution was eombmed with the epoxy
solution from step B above and stirred until uniform.

. - E. Fifty-five grams of dicyandiamide curing agent, 85 =
grams of the previously described liquid epoxy resin,

and 200 grams of methylene chloride solvent were com-

bined in a glass jar along with glass beads and the jar

: and to reduee its particle size. A grmd havmg a fineness
of 6.5 on the North Standard scale of the Hegman- .
. Grmd Gauge was obtained.

'F. The grind of step E was combined with the solu-

- :tlon of step D and stirred until homogeneous An addi-

. added to reduce v1scos:ty
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G. A membrane solution of solid phenol formalde-. |

‘hyde novolac resin containing about 5 phenyl groups
~ per molecule in methanol was made by adding 333
~ grams of the novolac resin powder to 667 grams of

‘methanol with stirring. The commercial novolac 27827

Durez R-1 may be used
H. Electrical grade continuous strand glass roving

 (Owen/Corning 836AA 675 may be used) was passed

through an 1mpregnat10n bath containing the above
impregnation resin solution and then oven dried at 300°

F. for 30 seconds to remove the methylene chloride.

The resin content of the solvent-free lmpregnated glass
roving was 33% by weight.

I. The novolac solution was applied to the impreg-

nated strand formed in step H and mechanically wiped
to leave a thin solution of membrane polymer on the
surface. The novolac solution coated roving was oven
dried at 180° F. for 30 seconds. A clear, glossy and
tack-free surface was obtained. |

J. The encapsulated roving thus formed was wound
into standard braider packages (Owens Corning Pack-
age Number 4011). The encapsulated roving could be
freely unwound from the braider packages whereas
control packages prepared in exactly the same manner,
but without the protective novolac membrane, were
firmly blocked together, and nearly impossible to un-
wind without damaging the rovings. Molded objects
prepared from the encapsulated roving described above

25
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cured at 350° F. for one hour.

EXAMPLE3

‘exhibited good flow and mechanical strengths when

The resin solution described in Example 1 was used.
. to impregnate continuous strand ﬁberglass roving
‘weighing 0.2242 grams per foot. The resin solution

- impregnated roving was dried in an oven for 36 seconds
. at 250° F. and then treated with a thin coating of polyvi-

nyl butyral dissolved in methanol. The mémbrane solu-

32,000, an hydroxyl content of about 19% expressed as
polyvinyl alcohol, a maximum acetate content of 2.5%

expressed as polyvinyl acetate, and a butyral content of

80% expressed as polyvinyl butyral) in 910 grams of

- methanol. Monsanto product Butvar B-98 may be used.
The membrane eoatmg was dried at 250° F. for 36 sec-

onds

- tion was prepared by dissolving 90 grams of polyvinyl
butyral (having a molecular weight average of about

‘The resulting encapsulated ﬁberglass roving could be

wound into braider packages of the type noted previ-
ously, which later during machine braiding unwound
readily. The braided composite fabric formed from the

encapsulated roving was molded at 350° F. for 1 hourto =
form strong, smoeth and vmd free eomp0s1te parts.

_rovmg 1mpregnated with a thermosettmg epoxy resin =
eomposmon n uneured seml-sohd form sald 1mpreg-

whleh said thermesettmg epoxy resin cempo_smen com-

| prises a mixture of a liquid epoxy resin and a solid epoxy

. .resin.
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‘3. An impregnated rovmg as reelted in claim 1 in
which said thermosetting epoxy resin composition in-
cludes dicyandiamide.

4. An impregnated roving as recited in claim 1 in
which said impregnated and encapsulated roving is of .
generally rectangular cross-section.

5. An impregnated roving as recited in claim 1 in
which the encapsulated roving is dusted with a powder
to reduce surface tackiness.

6. An impregnated roving as recited in claim 1 in
which said thermosetting epoxy resin composition in-
cludes from 1-30% of a carboxylated or amine-ter-

minated butadiene-acrylonitrile copolymer.
% * x * *x
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